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Photonic crystalsa b s t r a c t
Colloidal crystals realized by self-assembled polymer nanoparticles have prominent attraction as a plat-
form for various applications from assembling photonic and phononic crystals, acoustic metamaterials to
coating applications. However, the fragility of these systems limits their application horizon. In this work
the uniform mechanical reinforcement and tunability of 3D polystyrene colloidal crystals by means of
cold soldering are reported. This structural strengthening is achieved by high pressure gas (N2 or Ar) plas-
ticization at temperatures well below the glass transition. Brillouin light scattering is employed to mon-
itor in-situ the mechanical vibrations of the crystal and thereby determine preferential pressure,
temperature and time ranges for soldering, i.e. formation of physical bonding among the nanoparticles
while maintaining the shape and translational order. This low-cost method is potentially useful for fab-
rication and tuning of durable devices including applications in photonics, phononics, acoustic metama-
terials, optomechanics, surface coatings and nanolithography.
 2020 The Authors. Published by Elsevier Inc. This is an open access article under the CCBY license (http://
creativecommons.org/licenses/by/4.0/).
Fig. 1. (a) Schematic diagram illustrating the concept of cold soldering and the
experimental approach applied for in situ monitoring of the process. At temper-
atures below the glass transition of PS supercritical argon or nitrogen plasticize the
shell of nanoparticles. Simultaneously, hydrostatic pressure squeezes particles
together increasing their contact area. The strength of the particle–particle bonding
is monitored by inelastic Brillouin light scattering of GHz dipolar vibrational modes.
SEM images of (b) colloidal crystals made of PS nanoparticles obtained (b) before
and (c) after cold soldering. Scale bars are (b) 1 mm and (c) 200 nm.
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Colloidal crystals (CCs) made of nanoparticles (NPs) are low cost
volumetric materials that can exhibit unique properties enabled at
nanoscale [1–3]. Because of their periodic structure, that can control
the propagation of light and sound, CCs function as photonic and
phononic materials [4–9]. Owing to the broad variety of polymeric
materials polymer-based CCs are of interest, especially for coatings
and nanolithography [10,11]. For such applications the cost effec-
tiveness, superhydrophobicity and easy tunability of NPs size and
shape is advantageous [3,12–16]. However, since self-assembled
particles are weakly bonded, fragility of polymer CCs remains a crit-
ical issue when it comes to their application [1]. Disassemble of
polymer CCs results in malfunctioning of the devices and, what is
of even a bigger concern, in the releasing of micro/nano contami-
nants into the environment [17–19]. To this day, several approaches
have been developed in order to enhance NP-NP bonding and hence
make robust polystyrene (PS) CCs. This involves the development of
core-shell structures, nanocomposites, decoration by surfactants,
plasma and chemical assisted treatments, direct UV irradiation,
among the others [20–24]. Thermal treatment just below the glass
transition temperature (Tg), is probably one of the most straightfor-
ward approaches. In this process, the NP-NP contact area increases
due to the existence of a thin mobile layer on the NP surface, above
the so-called softening temperature (Ts) [25–27]. However, this pro-
cess is rather slow and therefore of low efficiency andmoreover not
suitable for complex thermosensitive systems.
Here, we propose a route to develop robust PS CCs by combining
hydrostatic gas pressure (p) and temperature (T) much lower than
Tg, as illustrated in Fig. 1 (a). Exposing polymers to the hydrostatic
gas pressure can modify Tg in a nontrivial manner due to the coun-
teracting compression and plasticization effects. Several studies
have already shown the effect of nitrogen, carbon dioxide, hydroflu-
orocarbons and methane pressure on the Tg of bulk PS [28–30]. We
use Brillouin light scattering (BLS) vibrational spectroscopy
[25,31,32] of interacting NPs to measure in-situ change of NP-NP
contact area in supercritical nitrogen or argon environment. Among
the experimental approaches such as Raman spectroscopy [33] and
ultrafast opto-acoustics technique [34–37] we used BLS beingmore
suitable on the account of easy transducer-free fabrication and GHz
spectral regime. In this work we studied the impact of pressure on
both Ts and Tg of PS CCs clusters. We then determined the (p,T) con-
ditions favorable for strong mechanical reinforcement of the PS CCs
while maintaining their periodic structure. We termed this process
cold soldering as it is possible well below Tg of bulk PS.2. Materials and methods
2.1. Samples
We prepared the PS CCs samples by drop casting of an aqueous
dispersion of PS NPs (PS-268, diameter d = 268 ± 7 nm) onto a glass
substrate. We dried the samples in low vacuum at 293 K by using a
vacuum bell jar for minimum one hour. The scanning electron
microscope (SEM) imaging was performed using JEOL 8001TTLS
system. SEM images of CC before and after cold soldering are
shown in Fig. 1 (b) and (c), respectively [2,25].
2.2. Nanoparticles vibrational modes
For a free sphere, the frequencies of the latter modes can be cal-
culated from the formula f n;l ¼ An;lv t=d Here, n and l are integers
indicating radial and angular dependence of sphere displacement
field, vt denotes transverse sound velocity and An,l is the dimen-
sionless factor weakly dependent on the Poisson’s ratio [38,39].In principle, NP-NP interactions reduce the spherical symmetry
and perturb all Lamb modes in the way that they split into weakly,
albeit dispersive m = 2 l + 1 modes (m stands for the azimuthal
number). For a free sphere, the (1,1) mode is not related to any
deformation and hence it has zero frequency. When NPs assemble
to form fcc clusters the NP-NP contacts enable vibrational energy
transfer. As a consequence, the (1,1) mode transforms into propa-
gating waves of non-zero frequency. More details, formulas and
their deviation can be found in SI.
2.3. Brillouin light scattering
We performed BLS experiment by means of high contrast
tandem-type Fabry-Perot interferometer (JRS Optical Instruments)
and k = 532 nm CW laser as a source of probing light. We used the
backscattering geometry with vertical and horizontal polarization
of incident and scattered light, respectively. We used a custom
made chamber with temperature control to apply N2 or Ar gas
pressure. More details about the experiment can be found in the
Supporting Information (SI).3. Results and discussion
Fig. 2 (left panels) displays normalized BLS spectra obtained for
PS CCs exposed to different conditions, i.e. temperature T, gas
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SEM images, obtained for spin coated samples are presented in
Fig. 2 (e–h). The normalized BLS spectrum in Fig. 2 (a) recorded
at ambient conditions in air (T = 300 K and p = 1 bar) reveals two
broad asymmetric peaks [25,31,38]. These can be attributed to
dipolar (1,1) and quadrupolar (1,2) spheroidal Lamb modes. The
low frequency peak of the dipolar mode is related to NPs interac-
tions and fitted using Asym2Sig function. Its spectral position at
f1,1 reflects the effective stiffness of the NP-NP contact
Keff / Mf 21;1; where M is the mass of NP. Approximating these con-
tacts by circular interfaces and assuming constant NPs mass and
Young modulus the interface radius a0 / Keff / f 21;1 strongly
impacts the frequency of the (1,1) mode (see SI) [38]. In the discus-
sion we will focus on the (1,1) mode as its spectral position enables
direct in-situ sensing of the NP-NP physical bonding tuned by both
hydrostatic pressure and temperature treatments. The (1,2)
quadrupolar mode, here represented by two Gaussian line shapes
due to NP-NP interactions, is an additional indicator confirming
uniform size and shape of NPs.
Self-assembled CCs at ambient condition are stable, although
fragile structures of NPs bonded by weak van der Waals forces
[1,2]. To calculate the expected radius aJKR0 as well as experimental
a0 of NP-NP contacts from the BLS data (see SI) we use Johnson-
Kendall-Roberts model (JKR) [40,41]. For the as-fabricated sample,
JKR model predicts the NP-NP contact radius to be aJKR0 ffi 12 nm. On
the other hand, f1,1 from BLS experiment at these conditions, yieldsFig. 2. Normalized BLS spectra for a cluster of PS nanoparticles (a) at ambient room
conditions at 300 K, 1 bar, (b) at 338 K, 1 bar and 400 bar of hydrostatic pressure
applied with either (c) N2 or (d) Ar gas at 338 K. The interaction-induced mode (1,1)
and the doublet originating in (1,2) mode are indicated by red and navy shading.
The dashed vertical lines in (a-d) indicate the frequency of (1,1) mode at ambient
conditions. The dashed curves in (c) and (d) stand for the Lorentzian peak fit
resulting from pressure waves in N2 and Ar, respectively. The SEM images
corresponding to conditions in (a-d) are shown in (e-h), respectively. The scale
bars in (e-h) are 100 nm. (For interpretation of the references to colour in this figure
legend, the reader is referred to the web version of this article.)a0 ffi 49 nm, which is close to the value estimated from the corre-
sponding SEM image shown in Fig. 2 (e) (about 40 nm). The higher
contact radius, compared to the one predicted by JKR model, points
to additional physical bonding due to fabrication impurities accu-
mulated at the NP-NP contacts upon drying [42,43]. We note that
the validity of the JKR model is limited to NP-NP contacts much
smaller than the NP size [40].
Comparing Fig. 2 (a) with (b) we can notice that when the tem-
perature increased to 338 K the frequency of the (1,1) mode
slightly red shifts relatively to the reference spectrum at ambient
conditions. This can be attributed to weak thermal softening of
PS which is still in the glassy state. The NP-NP contacts are robust
to this temperature increase according to the SEM image in Fig. 2
(f). However, the situation is different for the PS CC exposed to
400 bar of N2 or Ar at 338 K as shown in Fig. 2 (c) or 2 (d). For both
cases, we observe overlapping of the (1,1) mode with inelastic light
scattering from the sound waves propagating in the gas [44]. This
spectral contribution is represented by a Lorentz function indi-
cated by dashed curves in Fig. 2 (c) and (d). For both gasses, f1,1
is blue-shifted with respect to the BLS spectrum [Fig. 2 (b)] at
the same T = 338 K at p = 1 bar indicating increased NP-NP con-
tacts. However, this effect cannot be solely attributed to the com-
pressive forces as it is gas specific and notably is more pronounced
when the pressure is applied by Ar. This gas specificity is also
reflected in the SEM images in Fig. 2 (g) and (h), where we notice
clear NP-NP physical bonding, while NPs keep their individual
spherical shape. This is further supported by the clearly resolved
vibrational modes (1,2) which would be absent if a continuous
PS film was formed.
To examine the effect of the gas pressure on NP-NP contacts we
performed temperature-resolved BLS at fixed gas pressure. The
experiments were carried out from room temperature (RT,
300 K) up over the glass transition temperature of bulk PS
(373 K) with a heating rate 0.25 K/min. From Fig. 3 (a), we can infer
that at ambient pressure the temperature dependence of f1,1
reveals an inflection point at Ts. The formation of the mobile sur-
face starts at the softening temperature Ts, as illustrated schemat-
ically in Fig. 3 (d). While self-assembled NPs exhibit weak van der
Waals interactions, after reaching Ts physical bonding between NPs
increases with temperature [25]. This trend can be studied up to
the glass transition temperature Tg of the NPs [Fig. 3 (a)] at which
the vibrational modes in the BLS spectrum vanish due to formation
of a continuous PS film. Thus Fig. 3 (a) identifies Ts = 344 ± 3 K and
Tg = 367 ± 3 K at ambient pressure. At 400 bar of N2 or Ar the glass
transition temperature Tg decreases to 360 ± 3 K or 351 ± 3 K, as
shown in Fig. 3 (b) or (c). At first glance, this finding appears coun-
terintuitive, since Tg should increase with pressure due to reduc-
tion of the polymer free volume. In particular, for bulk PS
elevation of Tg by about 13 K at 400 bar can be estimated from
the literature data.[45] Moreover, the reduction of Tg is stronger
for Ar than for N2. We attribute such gas-specific effect to plasti-
cization of NPs surface due to gas permeation, which is higher in
the case of Ar. Gases above their critical point are known as good
solvents of polymers, increasing their free volume and changing
their thermal and mechanical properties [46–48]. In principle,
enhanced mobility could also occur upon expansion of polymers
through dynamic yielding that speeds up the segmental dynamics
[49] and Tg suppression under confinement [50,51]. The former
reported and predicted [52,53] for glassy polymers should also
occur for bulk PS for which, however, compression led to an eleva-
tion of Tg [45] and hence slowdown of the segmental dynamics
[54]. The confinement induced decrease Tg of PS NPs is reported
for diameters below about 100 nm and consequently is not
observed in this study [Fig. 3(a)]. The recently reported Tg-
assisted cold flow of labelled PS NPs clusters using fluorescence
energy transfer technique [55] was observed upon compression
Fig. 3. Temperature dependence of the frequency of the dipolar mode (1,1) and quadrupolar mode (1,2) at (a) 1 bar (b) 400 bar of N2 (c) 400 bar of Ar. Symbols Tg and Ts
denote glass transition and softening temperatures, respectively. (d) Schematic illustration of the response of the CC to combined pressure and temperature treatment. At
ambient conditions, NPs are bonded by weak van der Waals forces. At p = 1 bar (of air) temperature rise activates NP surface mobile layer increasing NP-NP contacts. At
p > 1 bar (of N2 or Ar) gas permeation increases with temperature and results in plasticized surface layer leading to strong NP-NP physical bonding. Shaded blue regions in (a-
d) cover (p,T) between Ts and Tg. (For interpretation of the references to colour in this figure legend, the reader is referred to the web version of this article.)
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induced cold flow cannot be supported by our results based on
unlabeled NPs using a more direct technique. The pressure induced
mobility occurred at pressures lower than 400 bar and moreover
exhibited gas specificity as evident from Fig. 3 (b) and (c).
We note that our approach determines a top layer Tg(p) at
which the periodic structure of CC is destroyed, as documented
by the disappearance of the PS NP vibration spectrum at a given
(p,T). Thus the reported Tg(p) refers to the gas permeated shell at
constant pressure and not to the core of NP that is marked with
blue shaded area in the middle panel of Fig. 3 (d). For temperatures
lower than Tg of polystyrene, the latter remains in the glassy state.
This dynamic structure resembles core-shell NPs, i.e. PS-PBMA
[poly(butylmethacrylate)], for which the soft PBMA shell exhibited
a thickness dependent glass transition temperature lower than Tg
of polystyrene [56]. Fig. 3 (d) illustrates the response of the CC to
temperature and gas pressure treatment. By comparing Fig. 3 (b)
and (c) with Fig. 3 (a) we conclude that when the gas pressure is
applied at 300 K, f1,1 increases to about 1.9 GHz that is independent
of the gas type. This effective hardening of PS is due to the nonlin-
ear and elastic deformation of NPs increasing the NP-NP contacts(see SI). At this initial state [left panel of Fig. 3 (b)] there is neither
surface mobile layer nor plasticization, and hence the response of
the material to pressure should be reversible. On the other hand,
gas diffusion into NPs increases with temperature and progresses
with time. Therefore the gas-induced formation of a rubbery shell
as well as compressive force lead to an irreversible process of sol-
dering, i.e. formation of surface plasticized PS bonding between
NPs.
Fig. 3 (b) and (c) (shaded areas) indicate that soldering acceler-
ates above the characteristic temperature Ts with the formation of
a surface mobile layer. The latter enhances gas solubility compared
to glassy PS surfaces. From Fig. 3 (b) and (c) we determined the
softening temperature in N2 or (Ar) at 400 bar as Ts = 335 ± 3 K
(Ts = 322 ± 3 K). Both values are lower than the corresponding
Ts = 344 ± 3 K at 1 bar due to plasticization of NPs surface. As in
the case of Tg, the reduction of Ts relates to the gas solubility in
PS being larger for Ar than N2.
The dependence of Tg and Ts on the pressure of N2 or Ar, is
depicted in Fig. 4 (a) and (b). This phase diagram (p,T) identifies
the region below Ts as the polymer glassy state, whereas the region
above Tg as the rubbery state and in between the region favoring
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vates the Tg of PS [dashed lines in Fig. 4 (a) and (b)].[45] For both
gases, Ts and Tg initially decrease with pressure up to a crossover
pressure. Although the diffusion of N2 or Ar into PS and hence plas-
ticization increases with gas pressure, the thermodynamic effect
(increase of Tg with p) dominates above the crossover pressure
[28]. For N2, the crossover occurs at about 700 bar and Tg and
(Ts) drops to 356 ± 3 K (320 ± 3 K). In the case of Ar environment
the crossover appears at 850 bar at which Tg = 337 ± 3 K and
Ts = 303 ± 3 K. Overall, the soldering phase in the case of Ar treat-
ment appears at lower temperatures as compared to N2 at the
same pressure. Consequently, Ar is more efficient plasticizer and
medium for soldering of PS CC occurring under mild conditions,
i.e. at temperatures close to RT. As follows from Fig. 4 (a) and (b),
the difference Tg - Ts > 0 is not constant but increases with p, prob-
ably due to the competing effect of pressure on Ts and Tg via
enhanced solubility and suppressed free volume, respectively.
To complement the dynamic results with structural changes of
CCs after exposure to Ar we performed SEM imaging on spin coated
CC. The SEM images of Fig. 4 (c) correspond to the samples at the
selected (p,T) states marked by white circles in Fig. 4 (b). At first
glance, the SEM images for the samples treated in the glassy state
(D and E) do not reveal any enhanced NP-NP contacts as compared
to the pristine sample [Fig. 2 (e)]. On the other hand, all the
remaining samples (A-C, F-I) processed under (p,T) within the sol-
dering phase clearly show increase of NP-NP contacts. In particular,
soldering is already possible at ambient pressure of air at T = 348
± 3 K (sample A). However, it becomes much more efficient at
the same temperature once assisted by Ar plasticization (sample
B). Based on the images of samples B and C we conclude that Ar
at moderate pressures leads to a well pronounced soldering of
CC. Further increase of pressure shifts soldering to mild tempera-
tures, as evident for samples F-I. At 700 bar (samples H and I)
the pressure effect increases the packing of CC so that the
sphere-like shape of NPs is lost. We note that the diagrams in
Fig. 4 (a) and (b) apply to specific paths (p,T) of the treatment
and depend on the rate of p and T increase due to the two involved
phenomena, vitrification and gas permeation.
To quantify the efficiency and dynamics of soldering we per-
formed time dependent BLS measurements. The samples were sub-
jected to (p,T) conditions, the same as those marked A-I in Fig. 4 (b),Fig. 4. Temperature-pressure phase diagram when (a) N2 and (b) Ar pressure is applied
shown by red solid circles, respectively. Dashed line indicates the increase of Tg with p res
(b) are guides to the eye outlining the soldering region marked by the shaded area. SEM i
with white circles in Ar phase diagram. The scale bar is 100 nm. (For interpretation of the
this article.)by immediate heating and pressure increase (approximately
1 min.). Then, the frequency of the (1,1) mode was recorded at con-
stant (p,T) over t = 90 min. The post-treatment measurements were
performed after 12 h relaxation of the samples under ambient
conditions.
Fig. 5 (a) gathers time dependence of f1,1(t) obtained for four
samples. At 348 K and 1 bar of air f1,1(t = 0) is lower than the ref-
erence f1,1 of the as-fabricated sample at RT (black arrow) due to
the elastic softening of PS with the temperature jump (from
300 K to 348 K). At elevated p, the rapid surge of f1,1(t = 0) is due
to both pressure-induced nonlinear stiffening of PS and elastic
deformation increasing NP-NP contacts [Fig. 3 (d)]. The blue shift
of f1,1(t) is well approximated by an exponential growth functions
f 1;1 tð Þ ¼ f 1;1 t ¼ 0ð Þ þ Bexp t=sð Þ; where the adjustable parameters
s and B denote the characteristic time constant and the asymptotic
frequency shift, respectively. After releasing the gas pressure and
cooling down to RT, we observe the drop in f1,1, indicated by the
dashed arrows in Fig. 5 (a), due to removal of the gas from PS. This
finding was confirmed by transmission electron microscopy/elec-
tron energy loss spectroscopy analysis (shown in SI), which
showed the similar amount of adsorbed N2 in the treated and in
the as-fabricated sample. Moreover, both N2 and Ar are inert gases
behaving as external plasticizers meaning that chemical reaction
does not take place [48]. They have been used in polymer science
for decades, for example as physical blowing agents for polystyr-
ene [57]. In our experiment, by using supercritical N2 and Ar the
composition of the PS sample stays unaffected both physically
and chemically. The dynamics of soldering clearly depends on (p,
T) as shown from the variation of s(p,T) in the 3D bar plot of
Fig. 5 (b). At constant p, the soldering process speeds up with
increasing T and is thermally activated as indicated by the
Arrhenius representation [black lines in Fig. 5 (b)] of
s Tð Þ ¼ A exp Ea= RTð Þ½ . Here, Ea is the activation energy, R denotes
the gas constant and A is the high temperature pre-factor. At
400 bar and 700 bar, Ea = 43 ± 2 kJ mol1 and A = 2 ± 0.7 10-4 s.
The Arrhenius activation process is clearly distinct from the strong
non-Arrhenius temperature dependence of the primary glass-
rubber (a-) relaxation process related to the glass transition in
amorphous bulk polymers [58]. As the experiments were per-
formed at T intermediate between Tg and Ts, this anticipated dis-
parity suggests fast gas diffusion facilitated by the mobile surface. The glass transition Tg and the softening temperature Ts determined from BLS are
ulting from hydrostatic pressure effect excluding plasticization. Solid lines in (a) and
mages correspond to the fixed (p,T) conditions when Ar pressure is applied, marked
references to colour in this figure legend, the reader is referred to the web version of
Fig. 5. (a) Time dependence of the (1,1) mode frequency at constant (p,T) conditions (open circles). Full black circle points to the f1,1 of as-prepared sample. Right side axis
stands for the calculated radius of contact area. Full circles indicated with blue, red, green and gray dashed arrows stand for f1,1 after the corresponding treatments followed
by 12 h relaxation at ambient conditions. Solid lines in indicate experimental data fits using exponential decay function. (b) Time constants s determined from f1,1(t) at
selected conditions (p,T) in the soldering region. Solid lines denote the Arrhenius representation of s (T) at 400 bar and 700 bar. (c) Increase of the NP-NP contact area
determined for selected (p,T). (For interpretation of the references to colour in this figure legend, the reader is referred to the web version of this article.)
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the domination of the enhanced gas permeation over the elevation
of Tg.
To quantify the effectiveness of the soldering we determine NP-
NP contact area radius from f1,1 by means of JKR model (see SI for
details). The calculated a0, plotted in the right panel in Fig. 5 (a),
reveals an increase with respect to the as-fabricated sample clearly
depending on the preset (p,T) conditions. In particular, treatment
at p = 200 bar and T = 338 K leads to a0 which corresponds to about
280% increase of the NP-NP contact area. For comparison, solely
thermal treatment at even higher temperature T = 348 K results
only in 12%. Additionally, from f11 we calculated the effective elas-
tic constant Ceff11 / f 211; [38,59] (described in SI) assuming there is no
change in mass density of both polystyrene and fcc packed PS CC.
For the as-prepared sample, Ceff
0
11  0:71GPa and after the treat-
ment at 338 K and 200 bar of Ar, Ceff
00
11  1:38GPa. The effective
elastic constant describes the stiffness of the material. The relative
change in effective elastic constant indicates nearly twice higher
stiffness, which confirms the mechanical reinforcement of poly-
styrene by the described (p,T) treatments. Furthermore, by testing
the resilience of the PS samples to mechanical impact we have
demonstrated the improved robustness achieved by the supercrit-
ical gas treatment under soldering conditions (see SI for details).
It is clear that pressure assisted soldering is muchmore efficient
in comparison to exclusively thermal treatment at ambient pres-
sure. For selected (p,T) states, the effective change of the NP-NP
contact area is displayed in Fig. 5 (c). The contact area increases
with temperature and constant pressure and at a lesser extent with
pressure, isothermally. Hence, the best performance appears
already at moderate pressure, namely 200 bar and T = 348 K. The
advantage of high pressure environment results from both plasti-
cization of the surface and hydrostatic force increasing the NP-
NP contacts. The duration of the treatment is an additional exper-
imental parameter controlling the extent of soldering as shown by
Fig. 5 (a) and (c).4. Conclusions
We investigated the enhancement of the inter-particle bonding
between PS nanoparticles at high N2 /Ar pressure by in-situ BLS.The stronger physical bonding between nanoparticles was
achieved by the increase in their contact area at high hydrostatic
gas pressure, accompanied by plasticization effect. We showed
that diffusion of gas into PS causes reduction of the glass transition
temperature, Tg and the nanoparticle surface softening tempera-
ture Ts as a result of a gas specific plasticizing effect. We presented
phase diagrams, for both N2 and Ar, and identified the soldering (p,
T) conditions favorable for strong physical bonding between
nanoparticles, while their shape and periodicity of colloidal crys-
tals is preserved. Soldering can occur at almost ambient tempera-
ture but at elevated gas pressures. In addition to the pressure and
temperature, the duration of the treatment is an additional exper-
imental parameter controlling the kinetics and the extent of sol-
dering. Therefore, the gas pressure treatment provides an
efficient and simple solution for the preparation of robust polymer
colloidal crystalline films. Importantly, the presented results open
new opportunities of application for other polymeric systems and
architectures, especially to those in which temperature or other
chemical processes are undesirable. Although we used N2 and Ar,
the plasticizing effect of other gases that are known to behave as
solvents for polymers, such as supercritical CO2 [60,61] or Xe,
[62] can be also investigated in the near future.Declaration of Competing Interest
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